1 H NMR titration experiments were performed on a Varian Inova 600 MHz spectrometer.
Preparation of 5
To a solution of 1,3-diacetylbenzene (1.667 g, 10.3 mmol) and p-toluenesulfonic acid monohydrate (5.871 g, 30.9 mmol) in acetonitrile (40 mL) was added Nbromosuccinimide (3.667 g, 20.6 mmol). The reaction was refluxed for 3.5 h. After the reaction mixture was cooled to room temperature, the solvent was evaporated.
Dichloromethane (100 mL) and water (2×50 mL) were added to the residue, the layers separated and the organic layer dried over anhydrous MgSO 4 . After evaporation of the solvent under reduced pressure, the white residue was α,α'-dibromo-1,3- 
Preparation of 6
2,6-Diacetylpyridine (1.63 g, 10 mmol) was dissolved in dry ethyl ether (20 mL) and dry 1,4-dioxane (15 mL) at 0 °C under a nitrogen atmosphere. AlCl 3 (0.0133 g, 1 mmol) was added. Liquid bromine (20 mmol, 1.05 mL) in 1,4-dioxane (10 mL) was added dropwise via syringe over an h. The reaction mixture was stirred overnight.
Then the solution was extracted with dichloromethane (20 mL) and washed with water (3×10 mL), 1M NaHCO 3 (10 mL), and dried over anhydrous Na 2 SO 4 . The solvent was removed under reduced pressure. After recrystallization from isopropanol, the pure product was obtained as a brown solid, 34% yield. HRMS (m/z) calculated for C 9 H 7 Br 2 NO 2 320.9802, found 320.9727.
General preparation of sulfides 7 and 8
2-Mercapto-1-phenylethanone (13.8 mmol, 2.1g) and α,α'-dibromo-1,3-diacetylbenzene (or α,α'-dibromo-2,6-diacetylpyridine) (6.9 mmol, 2.21g) were dissolved separately in anhydrous dichloromethane (50 mL). The solutions were then purged with nitrogen for 3 min. The dichloromethane solution of 2-mercapto-1-phenylethanone was added via syringe. 2,6-Lutidine was added (10 mL) and the reaction mixture stirred for 16 h at room temperature. The reaction solution was extracted with dichloromethane (50 mL), and washed with 1 M citric acid (3×50 mL).
The organic layer was dried over MgSO 4 . After evaporation of solvent, the pure product was obtained. 
General preparation of 1,4-thiazine-1,1-dioxides
A mixture of sulfone (0.6 mmol, 0.316g) and ammonium acetate (6 mmol, 0.46g) in glacial acetic acid (20 mL) was heated under reflux 4.5 h and then cooled. The precipitated solid was filtered, washed with water and air dried. 4, 143.3, 133.6, 133.4, 130.6, 129.8, 128.7, 128.0, 102.1, 101.7; HRMS (m/z) 
